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(54) HOLLOW FIBER MEMBRANE 

(57)Abstract: 

PROBLEM TO BE SOLVED: To provide hollow fiber membrane which is capable of reducing such risk 
that anaphylaxis response or pyrexia during dialysis is caused, and also has excellent properties with 
respect to assembling of the membrane hollow fibers into a membrane module. 
SOLUTION: This hollow fiber membrane substantially consists of a polysulfone-based polymer and 
polyvinylpyrrolidone, wherein the correlation of the polyvinylpyrrolidone content (Ci) in the inner 
surface of the membrane with the polyvinylpyrrolidone content (Co) in the outer surface of the 
membrane and the average polyvinylpyrrolidone content (Cave) inside the membrane, is represented 
by the following relational expressions: Ci>Co X 3; and Ci>Cave x 2. 
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* NOTICES * 

JPO and NCIPI are not responsible for any 
damages caused by the use of this translation. 

1This document has been translated by computer. So the translation may not reflect the original 
precisely. 

2.**** shows the word which can not be translated. 
3.1n the drawings, any words are not translated. 



CLAIMS 



[Claim(s)] 

[Claim 1] The hollow fiber which is film which consists of a polysulfone system polymer and a polyvinyl 
pyrrolidone substantially, and is characterized by expressing the relation of the polyvinylpyrrolidone 
content (Ci) of a film internal surface, the polyvinylpyrrolidone content (Co) of a film outside surface, 
and the average polyvinylpyrrolidone content (Cave) in the film with a bottom type. 
Ci>=Cox3 and Ci>=Cavex2 — [Claim 2] The hollow fiber according to claim 1 whose membranous 
endotoxin adsorption capacity force is two or more 2000 EU/m. 

[Claim 3] The hole density of a film outside surface is 25%. Hollow fiber according to claim 1 or 2 which 
it is above. 

[Claim 4] The hollow fiber according to claim 1 to 4 in which it obtains and deals by washing this 
hollow fiber 30 seconds or more in hot water 80 degrees C or more after water 40 degrees C or more 
washes 1 minute or more in a spinning process. 



[Translation done.] 
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DETAILED DESCRIPTION 



[Detailed Description of the Invention] 
[0001] 

[Field of the Invention] This invention relates to a new hollow fiber. There is little generating of an 
anaphylactic reaction, it is the film used for the therapy of renal failure etc. in detail, since mixing of 
endotoxin can be prevented by adsorption, safety is high, and it is related with the blood purification 
film excellent in module-assembly nature. 
[0002] 

[Description of the Prior Art] Most uses a polyvinyl pyrrolidone (PVP) for the blood purification film 
which uses a polysulfone system polymer as a raw material as a membranous hydrophilization agent. 
Since hydrophilization of the film will be carried out if PVP is used, adsorption of the plasma protein to 
a film surface can be controlled, a membranous fractionation property improves, and the engine 
performance as blood purification film improves. The approach of putting in PVP in the film has the 
common approach of causing phase separation and making carry out film formation by sending out the 
liquid within freezing characteristic from inner liquid at the same time it dissolves a polymer and PVP 
in a common solvent, and adds a non-solvent depending on the case, it considers as a spinning 
undiluted solution and it carries out the regurgitation from a nozzle, and shutting up PVP in the film. 
[0003] However, although PVP which exists in a Polymer-rich phase in phase separation is in a 
polymer and a compatible condition within a polymer, PVP in a Polymer-lean phase turns into free 
PVP after coagulation. Free PVP has the danger of it being eluted into blood and causing an 
anaphylactic reaction at the time of blood contact. And although the polysulfone system polymer has 
the property of adsorbing endotoxin properly speaking, it is adding and carrying out hydrophilization of 
PVP, and an adsorption property is lost, mixing of endotoxin is seen and the case where a dialysis 
patient becomes feverish can see. There is also a report that an anaphylactic reaction arises because 
the elution of PVP and mixing of endotoxin take place to coincidence depending on the case, and the 
elution of PVP and mixing of endotoxin are the technical problems which should be avoided absolutely. 

[0004] Moreover, since PVP eluted on the membranous outside intervenes, yarn adheres (fixing) and 
adhesion resin does not permeate the gap of yarn, when drying the film, when a bundle is used as a 
module, leak arises. Moreover, even if this module manufacture is possible, since a fixing part does not 
serve as a membranous effective area, it is inferior to the solute removal engine performance. In order 
to prevent fixing, the approach of twisting spacer yarn around yarn is also adopted, but while it is the 
process which requires time and effort very much, cost starts. 

[0005] Thus, although a PVP s in film existence condition is a very important problem and PVP is the 
required matter in the field of an engine-performance manifestation, that the endotoxin adsorption 
capacity force is lost while becoming the cause of an anaphylactic reaction or fixing, if there is much 
free PVP poses a problem common to a polysulfone system hollow fiber. 
[0006] 

[Problem(s) to be Solved by the Invention] The hollow fiber excellent in module-assembly nature is 
obtained at the same time it reduces the danger of generation of heat under an anaphylactic reaction 
and dialysis. 
[0007] 
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[Means for Solving the Problem] This inventions are as follows. 

** The hollow fiber which is film which consists of a polysulfone system polymer and a polyvinyl 
pyrrolidone substantially, and is characterized by expressing the relation of the polyvinylpyrrolidone 
content (Ci) of a film internal surface, the polyvinylpyrrolidone content (Co) of a film outside surface, 
and the average polyvinylpyrrolidone content (Cave) in the film with a bottom type. 
The hollow fiber given [ above-mentioned ] in ** the given endotoxin adsorption capacity force of 
Ci>=Cox3 and the Ci>=Cavex2 ** film is two or more 2000 EU/m. 

** The hole density of a film outside surface is 25%. Hollow fiber the above-mentioned ** which it is 
above, or given in **. 

** A hollow fiber given in either the above-mentioned ** manufactured by the spinning approach that 
more than air gap residence-time 0.5 second, the coagulation bath temperature of 70 degrees C or 
more, and nozzle temperature are lower than coagulation bath temperature 20 degrees C or more 
thru/or **. 

** A hollow fiber given in either the above-mentioned ** obtained by washing this hollow fiber 30 
seconds or more in hot water 80 degrees C or more after water 40 degrees C or more washes 1 
minute or more in a spinning process thru/or **. 
[0008] 

[Embodiment of the Invention] The blood purification film in this invention consists of a polysulfone 
system polymer and a polyvinyl pyrrolidone (PVP) substantially. A polysulfone system polymer is a film 
material which is excellent in biocompatibility and a membranous fractionation property. Also in a 
polysulfone system polymer, polyether sulphone (PES) is desirable as a material of the field of 
biocompatibility and thermal resistance to the hemodialysis film. When using a polysulfone system 
polymer for the hemodialysis film, in order to control adhesion on the film of a plasma protein, PVP is 
used as a membranous hydrophilization agent in many cases. The ability as hemodialysis film can be 
demonstrated because include PVP in the film and it carries out hydrophilization. 
[0009] However, when PVP is eluted from the film and goes into a dialysis patient's blood, there is a 
danger of triggering an anaphylactic shock reaction. Moreover, it is placed between the gaps of yarn by 
PVP eluted on the membranous outside, and yarn adheres (fixing of yarn). In the case of a module 
assembly, adhesion resin does not infiltrate into the gap of yarn, but, as for the bundle which fixed, 
leak takes place. That is, although PVP is very important in respect of an engine-performance 
manifestation, PVP beyond the need has a problem in respect of safety or module-assembly nature. 
Although especially PVP held in the blood contact surface at the film is indispensable in order to 
discover solute permeability ability, there is no semantics in which PVP exists in other film supporters 
parts. 

[0010] Moreover, it is known that there is endotoxin adsorption capacity in a polysulfone system 
polymer. If PVP exists in a membranous supporters part mostly, endotoxin adsorption capacity will be 
spoiled by the hydrophilization effectiveness of PVP. There is also a report that the synergistic effect 
with PVP to which the patient was eluted in generation of heat when the endotoxin which exists in 
dialysing fluid entered into blood through the film triggers an anaphylactic shock reaction. Although 
each dialysis facility is tackling defecation of dialysing fluid, it is impossible to obtain dialysing fluid 
without endotoxin as a matter of fact. Then, if the endotoxin adsorption capacity force is in the film, 
endotoxin can prevent entering into a patient's blood. Therefore, it is better not to exist in other parts, 
although PVP is required for the blood contact surface absolutely. 

[001 1] Although how to fix to a hollow filament inside can be considered after carrying out spinning of 
the hollow filament if it is going to make PVP exist only in the blood contact surface, it is very difficult 
the field of cost, and in respect of being technical. Therefore, a polymer and PVP are supplied in the 
spinning undiluted solution, and the approach which the inside of the hollow filament which is the blood 
contact surface is made to localize in a spinning process is effective. 

[0012] The hollow fiber in this invention extrudes the spinning undiluted solution which consists of a 
polymer, a non-solvent, PVP, and a solvent from the outside of a duplex spinneret, and after it is 
immersed to a coagulation bath through discharge and the air gap section, it can rinse and obtain a 
freezing characteristic liquid from the inside. Phase separation begins the extruded spinning undiluted 
solution with the liquid within freezing characteristic. PVP which exists in the Polymer-rich phase in 
phase separation is in a polymer and a compatible condition within a polymer, and after coagulation is 
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not eluted into blood, even if it is shut up in a polymer and the film contacts blood. However, PVP in a 
Polymer-lean phase is free, and it is necessary to flush it in the wash bath in a spinning process. As a 
result of flushing free PVP, PVP localizes to the compact layer of the blood contact surface, and the 
film with the low content of PVP is obtained by the membranous supporters part. 
[0013] The relation between PVP content [ on the content of PVP to 1 H-NMR and the polysulfone 
system polymer called for from a surface infrared absorption spectrum and as opposed to the polymer 
of a film internal surface ] (Ci), and the PVP content (Co) of a film outside surface and the average 
PVP content (Cave) in the film is Ci>=Cox3 and Ci>=Cavex2. (formula 1) 

At the time of **, PVP is concentrating on the film internal surface which is the blood contact surface, 
the PVP content of a supporters part becomes low, and it is desirable. 

[0014] Although it is the approach of fully flushing free PVP, it is inadequate just to merely strengthen 
washing. The most important thing is making an outside surface puncture greatly in membranous 
structure. Washing effectiveness improves by making an outside surface puncture, and free PVP can 
fully be removed. When puncturing is not seen by the outside surface, PVP is prevented from free 
going away out of the film in the film. In that case, fixing of yarn occurs at the same time the PVP 
elution volume to the inside of blood increases. 

[0015] 25% or more of the hole density of an outside surface is desirable. Washing effectiveness falls, 
and fixing of yarn generates 25% or less of case at the same time a PVP elution volume increases. The 
measuring method of outside-surface hole density photos the outside surface of a hollow filament 
sample by one 10,000 times the scale factor of this with a scanning electron microscope (SEM), copies 
a SEM image on the approach using an image processing system, or tracing paper, cuts off a 
puncturing part, and has a method of measuring and finding the weight of paper. Quantum nature has 
the highly desirable approach of searching for by the image processing also in it. It is desirable to use 
the image processing system image analyzer V20 by Toyobo Co., Ltd. as an approach of searching for 
by the image processing. By the TOKS method automatic binarization method, an aperture is made 
into white, others are made black, and it considers as outside-surface hole density in quest of the 
ratio of the area of a white part, and the whole area. 

[0016] A means to gather the hole density of an outside surface lengthens AG die length in a dryness- 
and-moisture type spinning method, or it is effective to reduce spinning speed. That is, it is long and 
the residence time of the AG section is made into 0.5 seconds or more. The liquid within freezing 
characteristic can be made to determine membranous structure by lengthening the AG section 
residence time. That is, in order to avoid that a compact layer forms in an outside surface by strong 
coagulation from an outside surface, AG residence time is lengthened. The film is introduced to a 
coagulation bath, after structure is determined by inner liquid. By this approach, there is no compact 
layer in an outside surface, and the punctured film is obtained. 

[0017] Although the film with which the outside surface punctured the residence time of the AG 
section by lengthening is obtained, just it is inadequate in order to gather hole density. In order to 
gather the hole density of an outside surface, existence of the moisture in the AG section is 
indispensable. The spinning undiluted solution breathed out from the duplex spinneret absorbs the 
steam which exists in the AG section, phase separation starts it, and the film which the outside 
surface punctured greatly is obtained. Specifically, outside-surface hole density can be made 25% or 
more by keeping the temperature of the AG section at 40 degrees C or more, and keeping humidity to 
90% or more. 

[0018] The concrete means which makes temperature of the AG section 40 degrees C or more, and 
makes humidity 90% or more has the effective approach of making coagulation bath temperature of 70 
degrees C or more, and nozzle temperature lower 20 degrees C or more than coagulation bath 
temperature. The phase separation of an outside surface is promoted with the steam which evaporates 
from a coagulation bath. 

[0019] After making a membranous outside surface puncture to 25% or more, it is necessary to fully 
wash. In a spinning process, after 40-degree C water washes washing 1 minute or more, its approach 
of washing 30 seconds or more in 80-degree C hot water is effective. Thus, in order to carry out long 
duration washing at a spinning process, an easy approach uses the Nelson roller. 
[0020] In this way, only a predetermined number can bundle the obtained hoHow fiber, resin adhesion 
can be carried out, and a module can be obtained by starting an edge. Optimum dose mixing of tap 
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water and the reverse osmosis (RO) water was carried out, 5L adjustment of Et liquid of about 3000 
EU/L was done, and it put into the beaker, and in order to measure the modular endotoxin amount of 
adsorption, from the modular dialysing fluid inlet port, Et liquid is introduced by the rate of flow of 500 
ml/min, and it filters to the hollow filament inside by filtration flow rate 100 ml/min, and filtrate and 
dialysing fluid outlet liquid are returned to the original beaker, and were circulated for 2 hours. By 
measuring the endotoxin concentration in the beaker circulation before and after circulation, the 
quantum of the amount of endotoxins which stuck to the film can be carried out. The endotoxin 
amount of adsorption is so desirable that it is high in order to bar endotoxin mixing into blood. The 
quantum was carried out to measurement of endotoxin concentration by measuring nephelometry time 
amount in the TOKISHINO meter ET 201 using Wako Pure Chem RIMURUSU ES-II Test Wako. 
[0021] 

[Example] Although an example is given to below and this invention is explained, this invention is not 
limited at all. 

[0022] Polyether sulphone (PES) a polyvinyl pyrrolidone (K-90) to a hydrophilization agent 17.0% of the 
weight 3.0 % of the weight, (Example 1) Inner liquid concentration (DMAC+ water) to a solvent water 
dimethylacetamide (DMAC) 75.0% 5.0% of the weight as a non-solvent as 50% After making into 0.6 
seconds, discharge, AG die length of 600mm, and a part for /, i.e., the spinning speed AG residence 
time of 60m, the outside of the duplex spinneret which kept the spinning undiluted solution at 40 
degrees C to inner liquid from the inside of a duplex spinneret, After being immersed to the 
coagulation bath of 10% of 70-degree C coagulation bath concentration (DMAC+ water), 45 degrees C 
of pure water wash for 45 seconds at 80 degrees C of pure water for 1 minute, and it rolls round to 
skein, and it is the bore of 198.2 micrometers. The hollow fiber of 29.4 micrometers of thickness was 
obtained. The temperature of the AG section in a 250mm part is 45 degrees C from the nozzle at this 
time, humidity is 95%, and it is thought that the phase separation of an outside surface can be 
promoted with the moisture of the AG section. 

[0023] The outside-surface SEM image (one 10,000 times the scale factor of this) of the obtained 
hollow fiber is shown in drawin g 1 . an outside-surface SEM photograph — the image analyzer V20 by 
Toyobo Co., Ltd. — using — TOKS — law — the image which performed the image processing in 
binarization is shown in drawing 2 . The outside-surface hole density searched for from now on was 
30.1%. 

[0024] Fixing of yarn was not observed at all, but while the module assembly was easy, the channeling 
of dialysing fluid was not seen, but the solute removal engine performance needed as shown in Table 1 
was able to be discovered. The module of 2 was assembled 1.5m of film surface products, and when 
the amount of PVP eluted from a module using an ethanol water solution 40% was measured, it was 
thought that they were completely satisfactory even if 1 .5mg and the amount of those are slight and it 
uses them by clinical. 

[0025] PVP part clothes volume at this time The quantum was carried out in the following ways using 
1 H-NMR spectrum and the infrared absorption spectrum. 

(1) It is 1 H-NMR spectrum hollow fiber DMSO-d6 It was made to dissolve and 1 H-NMR spectrum 
was measured at 60 degrees C. measurement — the product made from Varian — Unity-500 (at the 
time of H measurement 500MHz) was used. 1 From the integrated-intensity ratio of the peak (four 
protons /repeat unit) of the ring origin of the polysulfone system polymer near [ in a H-NMR 
spectrum ] 7.2 ppm, and the peak (four protons /repeat unit) of the pyrrolidone ring origin of 1.8-2.2 
ppm PVP, the average PVP content Cave in the film (wt%) was computed. 
[0026] (2) Infrared absorption spectrum (FT-IR spectrum) 

Measurement of the outside surface in the film performed measurement of an ATR method and the 
whole film with the transmission method. In measurement, it is SPECTRA. Product made from TECH 
IRmus/SIRM was used. In the ATR method, diamond 45 degree was used as an internal reflection 
element, the ratio of the absorption intensity Ap of the peak originating in C=0 of PVP of 1675cm-1 in 
an infrared absorption spectrum, and the absorption intensity As of the peak in which the polysulfone 
system polymer of the 1 580cm- 1 neighborhood originates — Ap/As was calculated, since absorption 
intensity is dependent on the measurement wave number in an ATR method — as correction value — 
the peak location nu of a polysulfone system polymer — the ratio of peak location nup (wave number) 
of s and PVP — nu p/nu s was applied to the actual measurement. 
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[0027] Internal-surface PVP content (Ci) and the PVP content (Co) of an outside surface were 
computed from the following formulas. 
Ci=CavexRi/Rt (formula 2) 
Co=CavexRo/Rt (formula 3) 

Cave: PVP content Ri for which it asked from 1 H-NMR: FT-IR PVP of an internal surface and the 
extinction quotient of a polysulfone system polymer (after amendment) in an ATR method 
Ro : FT-IR PVP of an outside surface and the extinction quotient of a polysulfone system polymer 
(after amendment) in an ATR method 

Rt : Extinction quotient of PVP in a FT-IR transmission method, and a polysulfone system polymer 
[0028] Film obtained on the above-mentioned spinning conditions 1 H-NMR spectrum is shown in 
drawin g 3 , and an enlarged drawing is shown in drawin g 4 . The chart according the chart by the 
infrared extinction spectrum ATR method to an infrared extinction spectrum transmission method is 
shown in drawing 5 at drawin g 6 . 3.0%, the PVP content of an internal surface and an outside surface 
is 8.3% and 1.7%, respectively, and the average PVP content Cave for which it asked from these charts 
was filling the formula 1. The module was obtained by it being filled up with these 9976 hollow filaments 
to a case, pasting up by resin, and starting an edge with a cutting edge. The modular filling factor was 
[ 24.0cm and effective length's film surface product ] 2 1.49m 57%. The endotoxin adsorption test was 
performed using this module. 

[0029] That is, it was made to circulate by mixing tap water and Milli Q water using Et liquid of 3160 
EU/L by dialysing fluid inlet-port flow rate 500 ml/min and filtration flow rate 100 ml/min. The 
endotoxin concentration of Et liquid of 2 hours after was 2140 EU/L, and the endotoxin amount of 
adsorption was 5100EU, and when it was changed to per unit membrane area, it was 3400 EU/m2. In 
addition, Et concentration of the filtrate under measurement is below limit of detection, and endotoxin 
mixing was suppressed. 

[0030] Polyether sulphone (PES) Polyvinylpyrrolidone K90 (K90) to a hydrophilization agent 17.0% of 
the weight 3.0 % of the weight, (Example 1 of a comparison) Inner liquid concentration (DMAC+ water) 
to a solvent water dimethylacetamide (DMAC) 75.0% 5.0% of the weight as a non-solvent as 60% After 
making into 0.1 seconds, discharge, AG die length of 50mm. and a part for /, i.e., the spinning speed AG 
residence time of 30m, the outside of the duplex spinneret which kept the spinning undiluted solution 
at 40 degrees C to inner liquid from the inside of a duplex spinneret, After being immersed to the 
coagulation bath of 30% of 40-degree C coagulation bath concentration (DMAC+ water), 45 degrees C 
of pure water washed for 45 seconds at 80 degrees C of pure water for 1 minute, it rolled round to 
skein, and the hollow fiber of 30 micrometers of thickness was obtained. The temperature of the AG 
section in a 25mm part was 38 degrees C from the nozzle at this time, and humidity was 80%. The 
outside-surface SEM image (one 10,000 times the scale factor of this) of the obtained hollow fiber is 
shown in drawin g 7 . An aperture was not seen at all by the outside surface, but it was considered that 
outside-surface hole density was 0%. When yarn was dried, fixing of yarn was violently impossible for 
the modularization. 

[0031] They are an example 1 and this appearance about the PVP part clothes volume at this time. 
When the quantum was carried out using 1 H-NMR and FT-IR, the average PVP content in the film 
was 4.0%. The PVP content of an internal surface and an outside surface was 5.0% and 6.0%, 
respectively, and there were very many PVP contents of an outside surface. 
[0032] 
[Table 1] 
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* NOTICES * 

JPO and NCI Pi are not responsible for any 
damages caused by the use of this translation. 

1. This document has been translated by computer. So the translation may not reflect the original 
precisely. 

2. **** shows the word which can not be translated. 
3.1n the drawings, any words are not translated. 



DESCRIPTION OF DRAWINGS 



[Brief Description of the Drawings] 

[Drawin g 1] The scanning electron microscope photograph (one 10,000 times the scale factor of this) 
of the outside surface of the hollow fiber obtained in the example 1 is shown. 

[Drawing 2] the outside-surface scanning electron microscope photograph of drawing 1 — the image 
analyzer V20 by Toyobo Co., Ltd. — using — TOKS — law — the image which performed the image 
processing in binarization is shown. 

[Drawin g 3] Hollow fiber obtained in the example 1 1 H-NMR spectrum is shown. 

[ Draw ing 4] Hollow fiber obtained in the example 1 The enlarged drawing of 1 H-NMR spectrum is 

shown. 

[Drawin g 5] The chart by the infrared extinction spectrum ATR method of the hollow fiber obtained in 
the example 1 is shown. 

[ Drawing 6] The chart by the infrared extinction spectrum transmission method of the hollow fiber 
obtained in the example 1 is shown. 

[Drawing 7] The scanning electron microscope photograph (one 10,000 times the scale factor of this) 
of the outside surface of the hollow fiber obtained in the example 1 of a comparison is shown. 
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DRAWINGS 



[Drawing 1] 




[Drawin g 3] 



http://www4.ipdl. ncipi. go jp/cgi-bin/tran_web_cgi_ejje 



2005/08/17 




http://www4.ipdl.ncipi.go.jp/cgi-bin/tran_web_cgi_ejje 



2005/08/17 



JP.2001 0301 70,A [DRAWINGS] 



3/4 /sl— v 



0.B0OO- 
0.7000- 
0.6000- 
0.5000- 
0.4000- 
0.3000- 
0.2000- 
0.1 000- 
0.0000- 




[Drawing 6] 
Aba 



1.600- 
1.400- 
1.200- 
1.000- 
0.8000- 
0.6000- 
0.4000- 
0.2000- 
0.0000- 
-0.2000- 



3500 



3000 



I 

2500 



-r 



2000 

Wove number (cm-1) 



1500 



1000 



i 



— I « 1 ■ 1 » 

3500 3000 2500 2000 

Wovenurnber (cm-1) 




[ Drawin g 7] 



http://www4.ipdl.ncipi.gojp/cgi-bin/tran_web_cgLeije 



2005/08/17 



JP.2001 0001 70.A [DRAWINGS] 



BEST AVAILABLE COPY 



4/4 5/ 




[Translation done.] 



http://www4.ipdl.ncipi.gojp/cgi-bin/tran_web_cgi_ejje 



2005/08/17 



(19)B*B*ffft (JP) 02) ffl i|# fft 'Jk $g (A) <ll)fc!fttiIS&l»4iM§ 

#^2001 -38170 
(P2001-38170A) 
(43)^180 ¥fRl3¥2 J3130 (2001.2. 13) 



(so intci.' mumn fi f-73-r(^#) 

B 0 1 D 69/08 B 0 1 D 69/08 4 D 0 0 6 

71/44 71/44 

71/68 71/68 



m^mx mjm<o&4 ol 9 h) 



<2i)mip## 


1#S¥1 1-219912 


(71)ffllSA 


000003160 










(22)tBSSB 


¥J&11¥8)3 3 0(1999.8.3) 










(72) 










lSI^$Ii-TSl*l^ 
















iP» ABB 








^Sm^TfrMfflziTBlSl^ 
























SI?!£*SUlJJIffl:^TBl#l*t 3£i¥*8 



















(54) istwozmi +£*ie 



(57) [313$] 

-;nfnu F>^*f^ (c i) iiHgfl-SiBwtf'J ;u 
fDUH>St$ (Co) . ^I*9©^*U t^JUtfo 
'JK>tt$ (Cave) WM^TiSTSt^nSCIi: 

CUCOX3, CiSCaveX2 



12) 



ifcgg 2001-381 70 



x;ut! nU K>*tf* (C i ) £K**Si0>3j*U fc # x;U 
tfD'Jh*>##^ (Co) . IBJl*J©¥^#U k-JUfD 
"J H>M"* (Cave) ©Mfc#T5S;T3l£tt£ Z. £ 

C i^Cox3, Ci^Cavex2 
C»*3H2] iCDI>Hh + -»!R*iM2 0 0 0 

[ffi#«3] BW3liB©WJL*a<2 5* J&(±T'$>?»W 

[M$84] «i*Iil:*^T4 0TJtt±O#T 1 » 
JW±jfcf£bfcf£, 8 0 TCJBUt©IR* + T3 0»£JI±, tt 

[0 0 0 1] 
[0 0 0 2] 

[ft*©iiffi] 3t^J*;U;fc>*#U-7-£Igmi:-rsjfii 
> (PVP) *««•*-*©*«&£*,£-*?**. PVP£ 

fctt»fl:N& b-T©ttfl£a<|6j±TS. P VPSrSMrttCA 

#'jv-tPvp**a»«t»c*»s-&. 

[0 0 0 3] bT^U ffi^B(UC*3^TP o 1 yme r - 
r i c hfflf::#fc-r*PVPtt#UV-rtlc:T#UV- 
Po 1 yme r - 1 e a nffltcfe 
lt-5P VPtt)HH^lC7»J— ©PVPt^tS. 7 'J -CD 
P VPttiHii«tt«|«flCj»itt«f ^t«fflb7^-7^ 7*-> 

#ltt>5*«, P VP^JUAT^TK^b-r-SCliT. ®» 

©^tn<hx>H h*^><Dmx*mm\z.i£z.z>z.£-z7 

1-74 7**>-KJS*«£i;*£:©«ft'ba«3. PVP© 



[0 0 0 4] Sfc, »tft*S-&fci:*KR©n«IC* 
atfcPVP*^ttUT*!|Bj±^< o-^^ (B») , * 

-;U<ibfc,>:£l::'J-*#£b/2>. Sfca^^jL-JPfi 

ffsj&t n/flgfc*o t it @«as#tei&©£ wmmtLti t> 
> *###iT-& htm £ nx i»a 

[0 0 0 5] C©£5tCliKrt©PVP©#ftttfflHi#?i? 
tllftWHTft 0 . pvp ttttflUBK© jST7#»&* 
7'J-©PVP)!i5#^i7t7^7*y- 
S^S«©^E3t? v e c^<i:i:t)tcx> F h^->>©**6 
J]tftktotlZ Z * 'J X)\,*>**-£&mz&m<D 

[0 0 0 6] 

[^B^^'^L-.t^ii-r^^gi] 77-7^ 7* v-s 

[0 0 0 7] 

[»B**ftt*fc6©fR] *%BJ«^T©fc©T* 
<D ^IKWlC^'J^;U*:>^#'J-7-i:#U fc'x;i/fcf □ 

K>*#* (Ci) t«w*iio#utr-;nfn'jK> 
(Co) . Krt©spj%#u tfx;nfp>j 

* (Cave) ©H«#T=*-C*Stl* 
•& 

Ci^CoX3, Ci^CaveX2 

© 1©X> K h + -»®tl^^2 0 0 0 EU/n2« 

JiT <& 3 ±fB<DSBi£© <P £ *R. 

(3) R^-«ffi©M?L^7iS2 5* «±-p»*±E<3>*fci4 

©ie*©<p&*Bt. 

• 7 0*C£U:. yX^»«*«»H}SiaflE«fc0 2 otaifi 
lr»«5*t^r»^T»ifi-r-5±85©^tiL©©li-rn^(CSS 
*© 

8 0'CUA±©S**^T'3 0 8>JW±, &tp<£fcl!g£ 
St#-T -5 Z £ iz£ o T§ <=>4"l<5 ±IB©^t ^ b<S>© ^i* tl 
TWCgBic©*^*^. 
[0 0 0 8] 

iftw<7>mm<DMm] ^miza»^^i&mtmt.mm 

mztfi)X)i* >%#>)•?-£#*) fcfx;wtf DU H> 
(pvp) ^uxM>^*gv-ii4»i 

s ) »^»js^#.iiii^fl:©K75^ itmmmm<D%tt£ 



(3) 



2001-381 70 



(Dm^itmtLxp vp^mm-rzctw^. pvp 
m )) z m$-f % c t jjt-c # s . 

[0 0 0 9] U^U PVP*«R^6*aua«rft#© 

-t^bm*****. re©n«uc*tBL&p vptt* 

©HHRKfl-ftLT. #PI±#t<?r3< (&©0^) . @ 
*Lfc/t> H;ni^E^3.-JHttvr.©lRic*©lBiBk:«j# 
sirens A-tt-r 'j -?#i@;r*. tftto*pvptttt« 

«&H^ttJg£fS^T5;fc&(cta^nj>KT&5 ! b© 

cooio] #>jx;U3fc>j&#uv— »cttx> H 
ffl»JCPVP*«^<#ffi-r«i:. PVP©«*fl:2**K: 

.ko, x> k h+-»«iiw^«i. 

^tffggft. <f iCCtJgaiLAcP VPt©if]ill*i:<t0 7 
5 + ->-->a >>^SJSS:?l#Sc:t-<i:©^ ! b* 

±^"JtgT*-5<, -tCT, 8MJCX> F h J] 
x> F F*->>#.&#©ifti?&4 l ^A-?>©£IE 
itT£*. ioT. P VP«jtaSSti»BJCtt«5^ST 
ife-art*. -t©ffi©gB^JC«#flEU^£l/^*<«fcV». 
[0 0 1 1] Ki««*Bi«»tJCPVP*#fta*J:5t 

»Tfc-5. «koT. #ut— tPVP*t6*JR*©«Pfc 

ft©rtffiK^l£<fc$1**:£i£A i ^SWT&.&. 
[0 0 12] **w»c*it*«paf*Rtt. #'Jv-i# 
MtPVP t««t*^6tt*tt*Hi*«;— fil!i*Pife© 
ftfflM^WLiiiU rt$ja>£>SH1*ifctt:£tttHU XT 

^Tl»l)5«tt»4. ffl»«KJ3lt*Po 1 yme r- 
r i c h»K#tt"r*PVPtt#U^-rtlcT#>Jv-- 

Pol yme r - I e a nffll:M4P VP(i7 
'J —~V$> D . *6*T.fUC*5lt **8fe»f iCTSfe^SS-ri^K 
7 U— ©P VPSrSfe^ffiLfcifS^. Ifajfttt/SB 

pc§t$«v>w#sn5. 

[0 0 13] iH-NMRi5j;^ *ffi#^©lRX^^ 



vpt« (c i) tl^iroPVPM$ (c 

o) . irtffl?^PVPt*$ (Cave) ©BI&tJ* 
Ci^CoX3. Ci^CaveX2 (5£ 1 ) 
©«t#. lfil^ttiiiT-**B8rt^ii»CPVP^*fpLT 
43 0, ^g^CPVP^SMOSO. $f£L 

[0 0 14] 7'J-©P VPS+»tCgfe^»t-r>?jte-C* 

ItAHttu^it. R©*ififc:*lr»Tn3iBift:*:S<HI 

¥#iai±l. 7U-©pvp£-hhc&£t£5o ftg 
®(cBB7L^enXc^«'&tt. JRrt©7'J-©P vp*« 

[0 0 15] ^*®©M?L^tt2 5 96£A±*WSL^„ 
2 5%KT©^£l;m#$)*#?5*>. PVPJgtBiktfif 

(SEM) Tif 10, 0 0 OteKTtt&U jSitiffiJI 

+f— V 2 0 <&m>-5©*<$f*LH. TOKS&gffl) 
© Bffi t ±W © ffiffl© It pBf ffl?L * t "T 

[0016] n^B©Pm^£*tf£^&ti&il5a** 

-5 ©#*$)-*?<& 5. ffc^, AG8B©ffggl$fy]£g 
<, 0. 5S>K±f5-4. AG5i5«eSli#F B 1^S<-r^w 

**. n^ce*^©^^^@iw±oT^SB 
ic i^a; jf*«» j«-f © ^ m vi % tztb tc a g ffimmm * s 

^iiA^tlS. C©73tt;tCj;-DTn«ffi»cii-tf, : )i^Yi 

[0 0 17] AGSI5©?fgB#M*S<-r^Clt-C. ^« 

tt. -tll^ltTtt^F+^T?**. nSB©^?L^^±tf 
•5fc«?)iC«. AGSKtC^tt-S^K^W^^Tnl^Tfe 
5. -Sie*P^A^i»ttaUfc^*M>ft«AGg|5(C#ft 

H?LL&»J&*#S*l*. AGSK©ia^«:4 
[0 0 18] AGg|5©rS«S:4 0 < CJ^±. SSSr 9 0% 



(4) 



«l§ 2001-381 70 



[0 0 19] »<Z)naBi*2 sxeuicwtfis-efc^*. 

[0 0 2 0] C5lT#5)nfc*M^^Wc 

fi*jHj«-r*^«, TKitTK^^ss (ro) frzmmm 

^ltiB3 0 0 0 EU/L<DE t 5 LilLTt'- 
*-(CAtl, ^EvzL-;KD®tff«SAP<tOE t fK*5 0 
Oml/mi n<BSiiaT#AU ttifigfifi 1 0 0ml/ 
m i nT+S*rtffl^tat»b» ati@i&<hiStfti«ffin« 
«:7G<&bf-*-lcRU -WUHflijllS-a-fc. MlSffiftfli 

>*««)jH*fCtt?P3tt«JI«© , JA;WXES- I IfX 
h73-*fflK *-*-ET 2 0 1 JCTJtS 

[0 0 2 1 ] 

[0 0 2 2 ] (^JS0}1) *Ul"fMW> (PE 
S) #17. 0 11%, I*fWJl:^Ut'^t e D'J H 
> (K-90) £3. 011%, **MEtUT*«r5. 
011%, B*K5>*^*7-te h7* H (DMA C ) 7 
5. 0%, F*3*£iS/t (DMAC+*) ^5 0%<hlT, 

f«S:^fi«5*P&Ort(W^6iltffil/* AGg$ 6 0 0m 
m, *6«6 0m/#, Tfcfc"SAGi»Bl5M<>. 6©>£ 
L&»4:. 7 O^JgKiSigjS (DMAC+*) 10% 

8 0t;t;:T4 5 6>fHSfe#U #-fe^<fc##flfc!K rtff 1 

9 8. 2 jum , §SJP2 9. 4 ^mOtfSM&f fee C 
©tgoyXM^ 2 5 0mm©ffl$H£4$tt*AG8B<B 
ifiS(14 5t, SStt9 5%T*0, AGSI^TRtffCJ: 

[0 0 2 3] }#6nfctS*K^SiSEM» (ft* 

io, o o of&) &m i k«-t. nrfiSEM?S[$, 

T O K S ffi-ffiftlCTHfl&ffiS&fTo fcHHftSrEI 2 tC* 
-To ^n^**fc^ffil?L?ii3 0. l%T£o 



[0 0 2 4 ] #a)B*tt£<«SfcS*vf* ^y^-W 

nr. ai c^T«t5^»tana*Ri»*tt*Et458 
t, 4 o %x^y-;UTK^ast*^oT ; Ev3.— n^^jg 

HinPVP^MiSLttu^ 1. 5mgtf(D 

A^nfco 

[0 0 2 5 ] C©itWPVP^>*M IH-NMR^ 

(1) IH-NMRX^£7 h)V 
^'^MSDMSO-deCii^t, 6 0tTlH- 
NMRX^ h^SaKLfce MfelZltV a r i a nft 
BUni ty- 5 0 0 (HfflS^B#5 0 0MHz) 
Lfco ' H-NMRX^i7 h;HC*5tt3 7. 2ppmW 

P b>4fi#/ii£9aiLiJM4) tl. 8-2. 2 p pm 
(DP VP(OtD U H>^S5fec^tf — £ (^Ph>4i» 
/HOilLJlMtt) <£>«!#3itSitcfc9, S5rt(D¥^PVP 
^W^Cave (wt%) ^rffttlUfCc 
[0 0 2 6] (2) #n©«X^^ hJU (FT - I RX 

m-oTcc iSCHSPECTRA TECHttSS I 
R/is/SIRMOTU:, ATRteT«rtSK5«X 
l/^>htlt^t ; E>H 4 5 0 SttfflLfc. 
iRX^ WHCiStt* 1 6 7 5 cm-lOPVP(DC = 0 
l£S*T<5K--2'<096JR5£ftA p t 1 5 8 0 cm-iftjfi 
CD # 'J X > « * U V - ffi S *f £ b° - 9 <D ©iR^« 
As^ltAp/As tdttbtc* ATRifcfcfcHTttRJR 

X;Wt|>>^#U V— CDtf— ^ffiH v s 43£tfP VPOtf 

-^{iSvp («[») 0)jt v p/ v s &mmmizfr» 

[0 0 2 7] ft$BPVP4t¥ (C i ) isiiMVgffi 
OPVPtt$ (Co) ttKT©5££0*fflU}fc. 
Ci=CaveXRi/Rt (5^2) 
Co = CaveXRo/Rt (iC3) 
Cave: l H-NMRi;0*WcP VP$W$ 
Ri: FT-IR ATRSCiSW^ftgifiiOPVP 
t#UX;P*>*#U'7-<0»3t*tt; (*IIE«) 
Ro : FT-IR AT Rffif£*m£>fl>3iH(BP V P 

R t : FT - I R2ifli£lC#tt*PVPi#UX^* 

[0 0 2 8] ±E«**frl:t#6fttR© 1H-NM 

X^£ MUATRrilCcfc*^- h£IS5 JC, #*1>®!7t 



(5) 



2001-381 70 



05=- + — hfr*>#tt>rz¥-*%P VP^t$C a v e(i3. 

0%, rt^jflit^-^fflwpvp^^-^tt-eti-etis. 3 

%. 1. 7%T&D, aCl**fcLTVJfc. CKxfS 
&9 9 7 6#£^-X^3E«LT$li§Tt£«L. 

JW¥ti5 7%. #xSStt2 4. Ocm. KM&ttl. 4 

[0 0 2 9] -rut>*>, 7KJI*tj^gie*^?g-tf&^1S- 
3 160EU/LWEtifit5;ffl^, i£#T«£A 
nli5 0 0ml/min, ilSiiSita 1 0 0 m 1 /m i 
nTtfH$1±fc. — P$P«g&CQE t i&<DJ:> h* h + v->iS 
Stt2 14 0EU/LTS0, I>Kh + y>!iillJ 

5iooeut;&9. m&m-mm&tcQizm-rt, 34 

OOEU/Di^Tfe-Dfc. &*5, M7£.<t><Dffi.i&&i<DE t ft 
[0 0 3 0] (itt£0U) #iJl-r;U^*> (PE 

s) *n 7. oii%. 8l*{fcSiJ{;:*u fz;nfnu h* 

>K-90 (K90) £3. 011%. ^IStlT* 
5:5. 011%, jg^JC->*^?;U7-fe h75 H (DMA 



C) 7 5. 0%. ft&mm (DMAC+*) A«6 0%t 
LT, ^dHijSr4 oriCfti^fcxttSA^P^ronffliJ^ 

Omm. ®M3 Om/», -T&fc*. AGHSgBSfiSI 0 . 1 
©iiLfcfet. 40X:<DMmm&g. (DM A C + tK) 3 
0%<DMm®^tW:mLfz'&, HE* 4 5"CICT1#|B|. 
HE* 8 0'Cl;T4 5g»M*»L, 2>-fe'N<!:#£ED, .R 
gSOHmrotfSMSifc. 

5mm©HIS^i;*3^-5AGg|5(D}aa«3 8*C. MS«8 
0%T&ofc. #e.nfc*^^R(75^HSEM« (fg 
$10, OOOfS) €B7£i*-r. HHFL 

[0031] icttfflPvpMS&nien i 

(C iH-NMRtFT- I R&ffl^TSiLfciC5, 
BlrtOT^P VP§t$IJ4. O^TfeoTt. ftSBi: 
^SBCDP VP^#^«^-n^tl5. 0%, 6. 0%T 

so. n^ffi<opvp^*s*s*«»c^*^fc. 

[0 0 3 2] 
[Si] 









J&JP (urn ) 


3 0 


3 0 




4 0 


4 0 


AGffi?l$m (sec) 


0. 6 


0. 1 


AG85&£ CC) 


4 5 


3 8 


AGSBSK (%) 


9 5 


8 0 


&Kszaj& cc) 


7 0 


4 0 


rtaffiBIJfl.* (%) 


3 0. 1 


0. 0 


(mg) 


1. 5 




(EU/V) 


3 4 0 0 




Irt^PVP^f$ (Cave) 


3. 0 


4. 0 


^SOPVPtCT (C i ) 


8. 3 


5. 0 


^ioPVP^ (Co) 


I. 7 


6. 0 



mm<ommti.sim 

m^mmm^M w*io, ooofg) £*-r. 
[0 2] o i oM>«iirj£3t9«?m«?ii«. 

»#5t6tt8H ^-y7t7-ff-V2 OSffl^TOK 
Sft=«[ft:k:TH»flHIftffo*.BI««:*f . 
[S3] ^JfiWlT?»6nfc*S*K© 1H-NMRX 
1* h;USr*f. 



[04] $zmm i T^en^tp'^^RcD ih-nmrx 

[0 5] ^J£0iJlTi#e,nit + ^* t K<7)#n©7 l £^^^ 
h;UATRjitC«t-5)^r - l-£*-r. 
[0 6] ife^m Tt#6nfc+£&lKro#nKttx^i7 

[0 7] tt«mT#6nfc*5£*R©*»iS©*3e!H 

VPS**.*?** (§*io, 000(g) ^^-To 




BEST AVAILABLE COPY 



it^gg 2ooi 



-38170 



CIU4] 




[B5 J 



0.B00O- 
0.7000- 
0.6000- 
0.5000- 
0.4000- 
0.3000- 
0.2000- 
0.1000- 

o.oooo- - 




— I 1 -1 1 1 ' 1 — 

3500 3000 2500 2000 

Woven umber <cm-1) 



1500 



1000 



(8) 



ttM 2 0 0 1 - 3 8 1 70 



[H6] 



1.600- 
1.400- 
1.200- 
1.000- 
0.8000- 
0.6000- 
0.+000- 
0.2000- 
0.0000- 
-O.2000- 



i 



3 





5500 



2500 2000 
Woven umber (cm— 1) 



1500 



1000 



[07] 




BEST AVAILABLE COPY 



(9) 



4$§3 2001-38170 



F^-A(#^) 4D006 GA13 HA02 MA01 MA23 MA31 
MA33 HA40 MB I 4 MC40X 
MC62 MC63X NA04 NA16 
NA17 NA18 PA01 PB09 PB54 
PC46 PC47 



